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ABSTRACT
A range of sulphides can be selectively oxidized to the corresponding sulphoxides in good yields using NaClO/silica sulphonic
acid as an efficient and recyclable solid acid catalyst, in both water and 50/50 water/EtOH as solvents. The new method compares
favourably with previous methods in the literature.
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1. Introduction
Solid supported reagents are unique acid catalysts that have
become popular over the last two decades. The activity and
selectivity of a reagent dispersed on the surface of a solid
support is improved as the effective surface area of the reagent is
increased significantly, and hence the reagents are expected to
perform more effectively than the individual reagents.1 Low
toxicity, moisture resistance, air tolerance and low prices are
other common features that make the use of solid supported
reagents attractive alternatives to conventional Lewis acids.
The oxidation of sulphides is an important method for the
synthesis of sulphoxides, which are versatile intermediates in
organic synthesis (usable for CC bond formation2 and functional
group transformations3 for the preparation of biologically and
medically important compounds.)
Although many reagents are available for the oxidation of
sulphides to sulphoxides4 the catalytic processes with environ-
mentally benign oxidants have become increasingly important.
Recently, hydrogen peroxide has been a very attractive ‘green
oxidant’ offering the advantage that it is cheap, environmentally
benign, readily available and produces only water as a by-
product.5 The conventional methods suffer from some draw-
backs such as: chlorohydrocarbon solvents or anhydrous H2O2
in ethanol6 are often used. Another disadvantage is the over-
oxidation to sulphones as unwanted by-products.
It is further known that hypochlorous acid oxidation of certain
sulphides leads to the corresponding sulphoxides7 most probably
via the corresponding chlorosulphonium ion, as demonstrated
by Johnson et al.8 in the oxidation of thianes with tert-butyl
hypochlorite.1c These types of oxidations are very much pH and
solvent dependent, which also limits their use.
2. Results and Discussion
In continuation of our work on safe and environmentally
friendly procedures for some important transformations,9 we
wish to report an efficient, convenient and facile method for the
selective oxidation of sulphides to sulphoxides using NaClO
catalyzed by solid silica-based sulphonic acid under mild
conditions. Silica-based sulphonic acid as a green and reusable
catalyst was prepared by the procedure used by Paul et al.10
To the best of our knowledge, there are no literature reports on
the selective oxidation of sulphides to sulphoxides using silica
sulphonic acid under these conditions. Oxidation of sulphides
was performed at room temperature in the presence of 0.2 g of
catalyst and NaClO (1 mmol) 5.84 % m/v as the oxidant or a
mixture of H2O/EtOH (50:50) as the solvent (Scheme 1).
In a typical general experimental procedure, a solution of
sulphide and NaClO (both 1 mmol) in a 50:50 mixture of
H2O/EtOH in the presence of 0.2 g silica sulphonic acid was
stirred for 25–65 min. This resulted in the formation of the corre-
sponding sulphoxides without any over-oxidation and with
good to excellent yields. In the case of water as solvent, vigorous
stirring is necessary because the reaction mixture forms a
suspension or emulsion with the sulphide in water. To study
the scope of this procedure, a series of substituted sulphides
including alkyl aryl sulphides and dialkyl sulphides was reacted
according to optimized reaction conditions. The results are
summarized in Table 1.
The process is devoid of sulphone formation, a by-product
common to most other peroxide-based oxidations. These
oxidations exhibited striking solvent effects. It was found that
the reaction rates were very slow in chloroform and dichloro-
methane, but increased dramatically in H2O/EtOH mixture.
Table 2 compares the efficiency of our method with the effi-
ciency of other results in the oxidation of sulphides.
The possible mechanism for the oxidation of sulphide to the
corresponding sulphoxide using NaClO in the presence of silica
sulphonic acid is outlined in Scheme 2.
It is interesting to note (see Table 1) that for protected
2-phenylthio-3-aminocyclohexanols (entries 9 and 10) only one
diastereomer was observed. Note that the sulphur atom
is chiral.16,17 Based on the literature,24,25 it is expected that the
neighbouring hydroxyl group stabilizes one of the conforma-
tions.16
In conclusion, a fast and exclusive generation of various
sulphoxides from the corresponding sulphides was achieved
using silica sulphonic acid/NaClO in EtOH/H2O. The reaction is
highly selective and efficient. The use of a reusable catalyst, the
exceptionally fast reaction rate, the absence of a need for control
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of temperature and no formation of over-oxidized products




A solution of sulphide (1 mmol) and dilute NaClO (1 mmol,
1.25 mL) (5.84 % m/v) in water or a mixture of H2O/EtOH (50:50)
(10 mL) and silica sulphonic acid (0.1 g, 1.2 mol % of HSO3) was
stirred vigorously for an appropriate time (25–65 min). After
completion of the reaction (monitored by TLC) the mixture was
filtered to separate the catalyst. The organic products were then
extracted with diethyl ether (4 × 5 mL). The ether layer was
washed with 2 mL of water and dried over MgSO4. The organic
solvent was removed under reduced pressure to give the corre-
sponding pure sulphoxide (Table 1). The sulphoxide from
entries 9 (Rf = 0.14; diethyl ether/hexane, 75/25) and 10 (Rf = 0.25;
diethyl ether/hexane, 75/25) were separated and purified by
flash chromatography as oily products.
All compounds were identified by their IR and 1H NMR
spectral data.
3.2. Preparation and Recycling of Silica Sulphonic Acid
Silica sulphonic acid was prepared according to the procedure
of Paul et al.11 The catalyst was separated from the reaction
mixture and washed with EtOH and dried at 100 °C for 24 h and
recycled. The oxidation reaction of diethylsulphane was repeated
with recycled catalyst and the yields were found to remain
approximately 90 % for three cycles.
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Scheme 1
Table 1 Oxidation of sulphides to sulphoxides using NaClO/silica sulphonic acid in the presence of H2O or H2O/EtOH as solvent at room
temperature.
Entry R1 R2 Time/min M.p. or b.p./°C Yield/%
a Yield/% b
found (reported)
1 Ph Me 25 30–31 62 85
(30–30.5) 11
2 Ph Et 30 144–145 70 94
(146) 12
3 Ph Ph 50 70–71 75 93
(72–73) 11
4 Ph Bn 40 43–44 12 78 95
(43–45)
5 Et Et 35 101–103 70 95
(103–106) 13
6 n-Bu n-Bu 35 29–31 60 82
(29–32) 11
7 n-Pr n-Pr 40 24–25 65 88
(24.5–25.5) 14
8 Ph 25 153–154 73 92
(154–155) 15
9c Ph 65 Only one diastereomer 16 70 85
10 c Ph 65 Only one diastereomer 16 72 85
a Isolated yield in water.
b Isolated yield in 50/50 H2O/EtOH.
c The starting material was prepared according to ref. 17.
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Table 2 Comparison of results using silica sulphonic acid with those obtained by other workers using diphenylsulphane.
Catalyst Conditions Time/min Yield/% Ref.
Silica sulphonic acid H2O/room temp. 50 75 –
H2O/EtOH/room temp. 93
Silica sulphuric acid CH3CN/room temp. 360 95 19
Mn(III) complex CH3COOH/room temp. 35 91 20
VO(acac)2 CH3CN/reflux 720 74 21
cis-[MoO2(phox)2]/UHP
a CH2Cl2/CH3OH/room temp. 20 58 22
CeEPBPSS3 b/NaBrO3 CH3CN/H2O/room temp. 180 97 23
a cis-Dioxo-bis[2-(20-hydroxyphenyl)-oxazolinato]molybdenum(VI) complex/urea hydrogen peroxide.
b Immobilized cerium alkyl phosphonate.
Scheme 2
